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ABSTRACT 


The metallurgical bond formed between tin-lead solder and the copper substrate is 
characterized by the formation of an intermetallic compound layer. The growth of the 
intermetallic layer is the result of competing mechanisms, growth of the intermetallic at 
the intermetallic/copper interface and its dissolution at the intermetallic/liquid solder 
interface. These were studied by determining the dissolution rates of the copper and the 
intermetallic compound. An experimental apparatus for the mmmersion-emersion 
tensiometric method, which can be used to determine immersion and emersion contact 
angles and surface tension, was set up and tested. This technique offers several 
advantages over the conventional sessile drop and tensiometric methods, and can be 


utilized to study wettability at liquid-solid interfaces. 
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I. INTRODUCTION 


Soft-soldering is one of the oldest methods of metallic joinery. It is an inexpensive, 
reliable, simple, relatively low temperature technique. It is especially valuable in the 
electronics industry where high temperatures during manufacturing could damage the 
product. As electronics have become more complex the thermal stresses the soldered 
joints experience during the life of the product have greatly increased. Correspondingly, 
there has been much interest on the effects of these increased stresses on the reliability 
of the soldered joint. The scope of this work shall be confined to tin-lead solders on a 
copper substrate since this represents a large percentage soldering in today’s electronic 
industry. 

Tin-lead alloys are the most common soldering systems because their low melting 
temperatures and superior wetting properties. These alloys are characterized by a tendency 
to undergo structural change at the operating temperature, even if it is ambient 
temperature. Their low mechanical strength values, especially the low creep strength 
values, are related to this structural instability. Also these alloys exhibit a relatively fast 
solid-state reaction with elements such as gold and copper, producing intermetallic 
compounds. [Ref. 1: p. 141] 

The intermetallic compounds between the solder and base metal, though necessary, 
adversely affect the mechanical joint. These compounds are generally brittle and have 


a coefficient of thermal expansion different than either the solder or the base metal. Joint 


failure can occur due to thermal cycling or even during cooling after soldering 
(Ref. 2: palo Furthermore, the formation of a tin-rich intermetallic 
means that the adjacent tin-lead solder becomes lead-rich, hence lower intrinsic strength 
and ductility, [Ref. 1: p. 149]. It has also been shown that wettability is adversely 
affected by the intermetallic layer [Ref. 3: p. 49]. 

The growth mechanisms of the intermetallic layer and its morphology are of 
considerable interest in understanding the strength and reliability of soldered joints. This 
growth occurs while the solder alloy is still molten, at room temperature, during thermal 
cycling common in electronics and during reflow operations. The growth of the 
intermetallic layer is dependent on two competing mechanisms, i.e. the rate of formation 
of the intermetallic layer and the rate of dissolution of the layer in the liquid solder. The 
growth of the intermetallic is also affected by impurities and additives to the solder. The 
strength of the solder joint is directly affected by the characteristics of the intermetallic. 

This work is comprised of two parts. The first part is a preliminary study of the 
differing diffusion rates governing the rate of intermetallic growth during the soldering 
phase when the solder is still liquid. The morphology of the intermetallic layer was also 
noted. In the second part, experimental apparatus to perform the immersion-emersion 
tensiometric technique of evaluating wettability was constructed and tested. This 
relatively new technique determines surface tension and contact angles at liquid-solid 
interfaces and offers several advantages over the conventional sessile drop and wetting 
balance or tensiometric methods. It is hoped that this method can be used to further 


understand the role of the intermetallic layer on the wetting of copper tin-lead systems 


as the result of aging and reflow operations. Parameters such as impurity levels and 
percent lead content could also be varied and their effect on the wettability of the 


intermetallic layer could be studied. 


Il. BACKGROUND 


A. SOLDERING IN ELECTRONICS 


1. Basics 

Soldering is the process of joining two metallic components with a molten 
filler metal (solder) having a melting temperature less than 450°C. In practice, the 
melting point is between 180 and 300°C [Ref. 1: p. 135]. 

For a satisfactory joint, wetting of solid metal surface by liquid metal is 
required. Wetting is indicated by the formation of layers of intermetallic compounds, for 
the copper lead-tin system they are Cu,Sn, and Cu,Sn. Mutual solid solubility or the 
formation of intermetallic compound layers between the solder alloy and the metal 
surfaces being joined is responsible for the reduction in the interfacial tension that leads 
to wetting. [Ref. 2: p. 150] 


Interfacial tensions are related by the following equation: 


Y sabesrareifiue | Vonbeprersoident) VeeieraxcOS° (1) 


where 6 is the contact angle of the solder on the substrate. When surface reactions occur 
the contact angle @ approaches zero to maintain the balance of forces. A contact angle 


of 180° represents no wetting of the surface, 90° represents wetting but no effective 


spreading of the solder, and 0° is perfect wetting. An angle of 10° provides good 
solderabulity. Above 20° has been found to be indicative of a poor joint. [Ref. 2: p. 150] 

The tin content of tin-lead alloys range from almost 100% down to 1%. The 
eutectic composition of the Sn-Pb (61.9% Sn-38.1% Pb or 61.9Sn-38.1Pb) has the lowest 
melting point. The physical properties of the solder change gradually with the tin-lead 
ratio. In practice, 60Sn-40Pb solder is the most widely used in the electronics industry. 
Tin concentrations greater than 60% are more expensive and therefore used less 
frequently. Lower tin concentrations are less expensive but below 50% tin wetting 
properties decrease thus solderability generally decreases with decreasing tin 
concentration. [Ref. 1: p. 137] 

In tin-lead solder alloys, the tin is responsible for the wetting while the lead 
acts only as a diluent. The lead has been shown to affect the viscosity and the surface 
tension of the alloys but the effect of the tin-lead ratio on these properties does not 


correlate well with the physical behavior of the solders. [Ref. 2: p. 150] 


2. Known Joint Deficiencies 
The melting temperature, T,,, of most solders 1s rather low, between 180 and 
200°C. The regular use of Sn-Pb solders at high homologous temperatures, T,/T,,, means 
they experience structural changes at their operating temperatures, even if it is only room 
temperature. This structural instability results in low mechanical strength values. It also 
contributes to the fast solid-state reaction with copper thereby forming intermetallic 


compounds. {Ref. 2: p. 141] 


The difference between the coefficients of thermal expansion, CTE, of the 
solder alloy and the substrate 1s the most common cause of solder joint failure. Because 
of this there are differing relative displacements across the joint. This results in strain 
being induced in the joint and when the temperature cycles fatigue results. 
[Ref. 4: p. 83] 

The foregoing is rather simplistic. It is in fact much more complicated. The 
fatigue is driven by temperature therefore the mechanical properties of the solder change 
continuously during the fatigue cycle. Also because the peak operating temperature is 
often sufficiently close to the solder’s melting temperature high temperature creep is an 
important deformation mode. The intermetallic compound layers may have different 
coefficients of thermal expansion from both the substrate and the solder alloy. Corrosion 
and chemical attack are two more factors which may affect the rate of fatigue. [Ref. 4: 


p. 83] 


B. GROWTH OF INTERMETALLICS AT COPPER-TIN INTERFACE 


1. Copper-Liquid Solder 
Hagstrom and Wild ([Ref.5:p.271] using direct measurement 
found intermetallic growth to be parabolic with time for short times but it reached a 
limiting value after 10 minutes. They did not look at the individual phases within the 
intermetallic. 
Parent et al. ([Ref. 6: p. 2572] using similar techniques found 


Cu,Sn, reached a limiting value after 30 minutes and Cu,Sn grew linearly with time with 


no apparent limiting value. They found that the Cu,Sn, grew in an irregular manner, 
consisting of a series of saw toothed protrusions which became more pronounced with 


time and temperature. 


2. Copper-Solid Solder 

Tu and Thompson  [Ref. 7: p. 947], using Raman __ spectrometry, 
found Cu,Sn, grew linearly with time and Cu,Sn grew parabolically at the expense of the 
Cu,Sn,. 

Dehaven [Ref. 8], using im situ x-ray measurements, it was found the 
growth of Cu,Sn, was linear with time initially and after a period of time became 
parabolic. 

Davis et al. [Ref. 3: pp. 49-50] using direct measurements found the growth 
of both the total intermetallic layer and the Cu,Sn to be parabolic with time. 

Zakraysek ([Ref. 9: p. 541], using scanning’ electron § microscopy 
and x-ray probe analysis, found the intermetallics, Cu,Sn, and Cu,Sn, grow into the solder 
matrix and, at a slower rate, into the copper substrate. Insoluble and umpunity elements 
concentrate ahead a the Cu,Sn./solder interface until growth is completed when all tin 
has been consumed. Diffusion continues untu all intermetallic has been converted to 
Cu,Sn. He states that the presence of insoluble alloying elements has a minor effect on 
the intermetallic growth rate. He also concluded that the tin content and the maximum 
exposure temperature have the greatest effect on the growth rates. 

Warwick and Muckett [Ref. 10: p. 8] studied intermetallic 


growth over periods up to 12 years and at lower temperatures (20 to 170°C) than other 


researchers. They found that when growth was plotted against the square root of storage 
time a Straight line relationship was produced, 1.e. parabolic growth, with a distinct "knee" 
near the origin. They found the growth rates of Cu,Sn, and Cu,Sn to be identical. The 
Cu,Sn, growth was found to be preferential along certain lines. They believe this is due 
to faster intermetallic growth at the grain boundaries of the substrate. The morphology 
of the intermetallic layer differed depending on the method used to coat the copper 
substrate with tin or a solder alloy. When the tin was electroplated on the copper the 
growth appears uniform and angular. If the tin was reflowed in hot oil before ageing the 
growth is more iregular. Finally, if the tin was applied by hot dipping the growth 
appears as circular, columnar growth. 

Klein Wassink [Ref. 1: p. 149] proposes that the intermetallic thickness can, 


in most cases, be approximated by the following parabolic relation: 


6 =ky/t a 


in which: 
6 = layer thickness after time t, 


k = growth constant at the temperature considered, 


k=keexp(-) (3) 


T = absolute temperature, 


R = gas constant (8.32 J/mole.K or 1.04 eV/atom.K), 
Q = activation energy of the growth, 
k,= a constant, either in nm.s” or pm.d™. 

Klein Wassink noted the activation energy of growth of Cu,Sn is about twice 
that of Cu,Sn,. At room temperature, it is therefore predicted that the ratio of Cu,Sn, 
thickness to Cu,Sn thickness is about 500:1. This may explain why several researchers 
did not observe the presence of Cu,Sn at lower temperatures. During growth the size of 
the Cu,Sn, grains to increase. He found the morphology of the Cu,Sn, to be columnar 


whue the Cu,Sn was more globular. [Ref. 1: pp. 155-157] 


3.  Nickel-Tin 

Kang and Ramachandran’ [Ref. 11: p.422] offer a thorough 
examination of intermetallic growth in liquid solder. Studying a nickel-liquid tin (Ni-Sn) 
system they found the intermetallic growth to be characterized by three stages; initial fast 
growth, followed by an intermediate stage of reduced growth, and recovery of fast growth 
in the final stage. Growth was found to be parabolic during the first and final stages. 
They state that once a uniform intermetallic layer grows at the Ni-Sn interface, the overall 
growth of the intermetallic, Ni,Sn,, is determined by the motion of the two interfaces. 
The motion of the intermetallic-Sn interface is due to the dissolution of Ni directly from 
the intermetallic layer, because the solid-state diffusion of Ni through the intermetallic is 
believed to be very slow. The growth is reduced during the intermediate stage because 
of intermetallic dissolution into the tin bath but when the bath becomes saturated with 


nickel the dissolution of the intermetallic at the intermetallic/iquid interface slows and 


the speed of the intermetallic growth increases. For short times they found the 
intermetallic to grow with planar boundaries while at the longer times the morphology 
became significantly faceted. 

The manner in which these intermetallics form still requires understanding and 
may help explain the contradictory results obtained to date. Furthermore,the relationship 
between the selected diffusion parameters and the resulting appearance of the intermetallic 


layers is not yet clear [Ref. 1: p. 158]. 


C. MEASUREMENT OF CONTACT ANGLE AND SURFACE TENSION OF 


SOLID-LIQUID INTERFACES 


1. Introduction 

The possible use of the immersion-emersion tensiometric technique to study 
the wettability of the intermetallic compound offers several advantages over the 
conventional sessile drop and wetting balance or tensiometric methods. The method was 
developed by a French researcher Isabelle Rivollet [Ref. 12] and is relatively 
new. It offers the sumultaneous measurement of the interfacial tension between the liquid 
and vapor phase, 0,y, also known as surface tension and the contact angles of both 
immersion and emersion, 90, and ®,. This is done experimentally by dipping and 
withdrawing a solid cylinder in a liquid bath. Given these quantities the Young’s contact 


angle, 8,, and work of adhesion, W,, can be determined. 
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Young’s contact angle is defined by the balance of forces at a solid-liquid- 


vapor triple line. The expression is: 


O.-¢ 
co (4) 


LV 


where Oj; are the interfacial tensions between two of the three phases and S, L, and V are 
the solid, liquid, and vapor phases. 

The work of adhesion, W,, 1s defined as the energy required to separate in a 
reversible manner a solid from a liquid [Ref. 12: p. 3179]. It therefore characterizes the 


interaction between liquids and solids. The expression is: 


a . 
War %sytOpy-O5, (5) 


By combining equations (14) and (15) the following expression is obtained: 


W =0,,A1+cos6,) (6) 


Therefore, it is seen that the immersion-emersion tensiometric technique provides the 


necessary information to determine 6,,, 9,, and W,,. 


2. Intermetallic Wetting 
The wettability of the intermetallic compound has been investigated by several 
researchers. Past study has centered on the solderability of an aged copper tin-lead joint 


during reflow operations. Reflow soldering is the making of a joint by remelting 


1} 


previously applied solder without applying additional solder. In practice, the term is used 
to describe any soldering process in which the solder and the heat are applied separately 
[Ref. 1: p. 541]. In the aged joint the intermetallic compound has grown, even possibly 
to the surface, thereby reducing or eliminating the quantity of unreacted solder available 
to melt during soldering. 

Wassink [Ref. 1: p. 159] found that the Cu,Sn, layer is less wettable than the 
previous tin or tin-lead coating. Molten solder will wet it using a strongly activated flux. 
An oxide layer forms on the intermetallic in air and has a strong effect on wetting. A 
layer of only 1.5 nanometers reduces the wettability below acceptable limits for soldering. 
At high temperatures the oxide layer on the intermetallic is smaller than would be present 
on either pure element alone. The thickness of the oxide layer that forms on both Cu,Sn 
and Cu,Sn, is about the same. It is from a few to 10 nanometers for temperatures of 175 
to 250°C and times of 2 to 100 hours. 

Davis ef al. [Ref. 13: p.72] indicated a 2 to 4 pm layer of 
intermetallic reduced solderability with the thickness of the unreacted coating having a 
less pronounced effect. More recent study by Davis et al. [Ref. 3: p. 49] has shown 
solderability to decrease when the thickness of the unreacted coating became less than 
about 5 pm. Therefore, with respect to solderability, thick intermetallic compound layers 
are acceptable if there is a sufficiently thick layer of unreacted coating above them. 

Both of these studies examined coatings of tin and 60Sn-40Pb solder alloys. 
In the first study the solder coating was applied by electroplating while in the second 


study it was applied by electroplating and then reflowing the solder in oil. Warwick et 
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al. [Ref. 10: p. 10] has suggested that this difference in behavior is due to the different 


methods in coating but there is yet no theoretical explanation for this behavior. 
3. Methods of Measuring Wettability - A Critical Appraisal 


a. Sessile Drop Method 
The sessile drop method is the most classical method for determining 
contact angles. The experimental apparatus consists of vacuum furnace fitted with two 
windows. Inside is a substrate of one metal with a pellet, known as a sessile drop, of 
another metal, the solder alloy, on it. A light source 1s placed in one window and the 
sessile drop’s image is projected on a screen or photographed (Figure 1). As the drop 
melts contact angles are measured from the projected image or photographs. The actual 


experiment is conducted at constant temperature and the time-dependent variations of the 


contact angle are measured until a steady state value is observed. 
Furnace 






light source 


v 


Rotating stage 







Vac Bum: PLine 


Gas iniet 


Figure 1 Sketch of sessile drop apparatus [Ref. 14: p. 245]. 
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This method measures advancing contact angles and the advancing angle, 
Q,. is always greater than Young’s contact angle, 6,. This difference is due to the 
roughness of the substrate and several other factors which will be explained later 
[Ref. 14: p. 1798]. There are different techniques to produce advancing 
and receding angles and then determine @,. They involve changing the volume of the 
drop or tilting the substrate but accomplishing this is difficult with liquid metals at high 


temperature in a vacuum or controlled atmosphere. [Ref. 12: p. 3179] 


b. Wetting Balance or Tensiometric Method 

The wetting balance method provides a versatile method of examining 
solderability. A metal specimen is suspended from a sensitive balance and immersed to 
a predetermined depth in a molten solder alloy at a controlled temperature. The forces 
of surface tension and buoyancy acting on the specimen are detected by the balance and 
a resultant plot of force as a function of time is produced on a strip chart recorder or a 
microcomputer. The plot is eompared with a plot of a perfectly wetted specimen of the 
same nature and dimensions. After the specimen has been held at a specified depth for 
a given time, it is withdrawn from the bath (Figures 2 and 3). 

In Figure 3 the speed of wetting can be seen as both the time required to 
change the upward force to a downward force and the time to achieve the steady-state 
wetting. It also shows plots for various degrees of wettability. The exact shape of the 
plot is dependent on parameters such as heat conductivity of the material, gas 


environment, type and amount of flux, and oxide layer thickness [Ref. 1: pp. 305-306]. 
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Figure 2 Sketch of wetting balance apparatus [Ref. 1: p. 305]. 
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Figure 3 Left: Five situations of a wettable specimen. Right: Plot of forces on 
specimen as a function of time [Ref. 1: p. 305). 


S 


The contact angle, 8, can be measured optically if it is less than 90°. If 
8 is greater than 90°, the following equation is used provided the specimen cross-section 
is constant through its length in the vicinity of the meniscus: 


F 


POry 


cos6 = 





(7) 


where: 

F = force at steady-state wetting condition, point 4 on Figure 3, for 
example, 

p = perimeter length of immersed specimen, 

O,,= surface tension of solder in contact with flux [Ref. 1: pp.304- 
308]. 


The major disadvantage of this method is it requires O,, to be known. 
Values of O,, have been tabulated for many metals and alloys but the experimental 
conditions used to measure the quantity will most likely be different from those during 
the use of the wetting balance. Differences can occur due to the temperature ranges used, 
contamination of the liquid by atmospheric elements or slight dissolution of the crucible 


holding the liquid or of the specimen itself. [Ref. 12: p. 3180]. 


c. Immersion-Emersion Tensiometric Technique 
The two previous methods have several disadvantages. The measured 
contact angle, 8, obtained by the preceding two methods is always different than Young’s 


contact angle, 6,. Also, the surface of the solid is never ideally chemically homogeneous 
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and/or smooth. This is due to original defects of the solid surface and/or other defects 
at the solid liquid interface. These two problems are attributed to three factors. First, the 
absorption-deabsorption of the liquid on the solid surface can affect the advancing and 
receding angles, 0, and @., by changing 0,,. This 1s described as molecular hysteresis. 
Second, chemical heterogeneities on the solid surface can cause chemical hysteresis due 
to local variations of 6,, and 6,,. Finally, the roughness of the solid can cause 
topographical hysteresis by impeding the movement of the triple line as it moves on the 
solid. [Ref. 12: p. 3179] 

Since these factors prevent direct measurement of 0,, the previous two 
methods attempt to approach it by measuring the advancing contact angle, 9,, on the most 
ideal surface possible 1.e. polished or moncrystalline [Ref. 12: p. 3179]. It has been found 
that if the R, roughness, mean height value, of the specimen is less than 0.01 microns 
then the difference between 9, and 0, is less than 8° [Ref. 14: p. 1798]. 

The primary aim of the immersion-emersion technique 1s determining the 
work of adhesion, W,. To accomplish this 6,, and the contact angles, 0, and @,, are 
determined. The method involves measuring the variation in force as a function of the 
triple line towards the horizontal liquid surface, in other words, measuring the meniscus 
height and obtaining a numerical resolution of the Laplace equation giving the shape of 
the meniscus formed around a vertical solid cylinder [Ref. 12: p. 3180]. A description 


of the exact method and an analysis of its theoretical validity follows in the next section. 
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4. Immersion-Emersion Technique 

The experimental apparatus is very similar in concept to the wetting balance. 
A solid circular cylinder is suspended from a balance. A vertical translation system is 
attached to a support that causes the cylinder to be immersed in and emersed from a 
liquid bath. The entire apparatus is located in furnace which pemnmits operating in either 
a vacuum or a controlled atmosphere. Variations in the vertical force acting on the solid 
during its immersion and emersion are recorded as a function of time. Since the speed 
of the translation systems speed is known, the depth of immersion of the solid in the 
liquid is known. The output is to a strip chart recorder. (Ref. 12: p. 3180] 

The technique is separated into two cases. The non-wetting case, 9, greater 
than 90°, will be presented first. The wetting case, 6, less 90°, will be covered later in 
this section. The non-wetting case is typical of ceramic-metal systems while the copper 
tin-lead system is wetting. The foundation of the following analysis is attributable to 
Rivollett [Ref. 15] unless otherwise noted. 

The force, F, exerted on a solid partially immersed in a liquid is given by the 


following equation: 


F=W,+W,+Apgzs (8) 


where: 


W = weight of the solid in the gas, 


W,,= weight of the liquid meniscus, 
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Ag= difference in density between the liquid and the gas, 
g = acceleration due to gravity, 
z = level of the base of the solid with respect to the flat horizontal surface 
of the liquid, 
s = area of the base of the solid. 
The weight of the meniscus, W,, was demonstrated by Or to be 


[Ref. 16]: 


W,=0,,pcosh (9) 


where: 
p = perimeter of a normal cross-section of the solid, 
¢ = the joining angle i.e. the contact angle at any instant. 
The curve of variation of force as a function of depth of immersion is shown 
in Figure 4. The ongin of the force is taken as the W,. 
The following is an explanation of the various point on Figure 4: 
A: — solid contacts liquid, 
A-B:meniscus forms progressively downward, velocity of the solid-liquid- 
vapor triple line with respect to the solid is zero, 
C: = 9,, meniscus shape remains constant, solid penetrates the liquid, 
variation of force from C to D due only to the buoyancy force, triple line moves ai the 


velocity of the solid with respect to the liquid, 
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Figure 4 Common shape of the curve of variation of force, F, as a function of 
depth of immersion, z, for a non-wetting system [Ref. 12: p. 3181]. 


D: emersion begins, from D to E 6 changes continuously from 6, to 


E: = 8.,, from E to F the meniscus shape remains constant, change 
in force due only to buoyancy, 

F: triple line is at the base of the solid, 

F-G:o goes from 8, to 8, - 90°, 

G: finally, the meniscus falls off the solid. 

For the wetting case, the experimental curve (Figure 5) is markedly different 

than the non-wetting case. First, 8, occurs as soon as the solid touches the liquid. The 
speed of the triple line is not controlled by the solid-liquid speed but rather depends on 


8, and the viscosity of the liquid. Wetting has been found to occur in the order of 
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Figure 5 Common shape of the curve of variation of force, F, as a function of 
immersion depth, z, for a wetting system [Ref. 12: p. 3181). 


thousandths of a second. Next, after immersion 0, is reached at B but is it is observed 
that 8. is greater than 0,. Finally, at the end of emersion $ goes through negative values 
from F to G. When the meniscus breaks off the solid 6 = 6, - 90°. Prior to breaking off 
the force goes through a maximum value as a function of z. This value can be used to 
determine the surface tension directly and will be discussed later. 

The surface tension 1s obtained from the non-linear portions of these curves 
(Figures 4 and 5). From the linear/non-linear intersection of these curves @, and 8, are 
calculated. From equations (8) and (9), at each point along the curve from AC in Figure 


6 for example, the product 6,,cosd is known. Recall: 
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W. 
3, cosh =— (10) 
P 


and 


W_=F-W,-Apgzs (11) 


where W, is zero by convention and F and z are measured. The other equation relating 
G.v, 0, and z is the Laplace equation: 


AP=0,{—+—) (12) 
] 2 


where: 

AP = pressure difference in and out of the liquid on each side of the 
surface, 

r, and r,= the main curvature radii of the surface (Figure 6). 


For the meniscus, AP is equal to the hydrostatic pressure: 


AP=Apgz (13) 


Paps 





a 


Figure 6 Left: Geometric quantities used to define the liquid surface shape. 


Right: vertical position z of any point Q on the surface and the joining angle > 
of the liquid on the solid. [{Ref. 12: p. 3182] 


By combining equations (12) and (13), the following expression 1s obtained: 


Oy. — +! )=Apez (14) 


1 Z 


To use this equation the values of r, and r, at any point Q (Figure 6) on the surface of 
the meniscus must be known. This 1s possible in only a limited number of cases. If the 


cylinder/meniscus shape is modelled as a vertical blade of infinite width, r, tends towards 


infinity. Therefore: 


a =Apes (15) 
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Previous researchers have found that from this version of the Laplace equation the 


following equation can be obtained for the height of the meniscus, z: 





267% 
z= ‘* (1 -sind) (16) 
Apg 
By combining equations (10) and (11), the following expression is obtained: 
F=0, pcos +Apgzs=W, +Apesz (17) 


Equations (16) and (17) are combined by eliminating 6 and setting s = 0 and p = L for 
the blade. This produces the following the final expression, 6,, in terms of W,, and z. 


Furthermore, by the above derivation W,, = F. Therefore: 








(oy 
Ory Ap gz ; =r eC (18) 
4 Apgz* 


There are three methods of obtaining the value of o,,. Each method is more 
precise than the preceding method. First, equation (18) can be used for any point on the 
curve A-C of Figure 4 or curve E-F of Figure 5. For better results various points along 
these curves can be chosen. The best results are obtained by constructing a series of F 
vs. z Curves for theoretical values of O,,y. This is accomplished by choosing a O,y value 


and using equation (16) to obtain values of z for a series of @ values. Corresponding, 
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values of F are calculated using equation (17). The experimental curve is compared to 
the theoretical curves to obtain the expenmental 6,,. 

The foregoing analysis was based on a solid blade of infinite width. 
Experimental results with a solid blade have differed from theory because of variations 
in the triple line level are caused by the comers of the blade. Therefore this analysis is 
only valid if the triple line belongs to a plane perpendicular to the vertical axis such as 
vertical cylinder of circular cross-section. 

The contact angles, 8, and 8,. can determined from the experimental curve of 
F vs. z using the forces measured at points C and E of Figure 4 corrected for buoyancy 


(dashed lines). The equations for the corrected forces at A and E are: 


F .=0,,pcos0. (19) 


and 


F =0,,pcos@, (20) 


Young's contact angle, 90,, is found from the 


following expression: 


cos0. earn (21) 
ar 


0, =cos"'( 


Pa) 


where r is the Wenzel parameter, the ratio of the true area of the rough surface to the 
geometrical area. 

Earlier it was stated that for the wetting case, 6 less than 90°, 6,, could be 
determined from the maximum force recorded during emersion. Another French 


researcher, Dominique Chatain [Ref. 17], proposed the following analysis. 


As seen earlier, the force on the solid 1s: 


F=0,,pcosh +zApgs (22) 


and the relationship between z and 9 1s: 


z= (29 (1 -sind) (2) 
Aps 


If this is true then it is implied that at the point of maximum force: 


<0 (24) 
and 
. th > 26 (25) 
™ N Apg 
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where the right side of equation (25) represents the maximum rise in height of the 
meniscus on the blade when @ = 0. Chatain found that this analysis could not be 
rigorously applied because the blade is not of zero thickness. Experimentally it was 


found that at the point of maximum force: 


- ie 20 (26) 
Apg 


oF =9 (27) 


max 


and 


Fogax =OLV P *AD SZ max (28) 
It is proposed the equation (28) can be used to directly calculate 6,, for the wetting case 
given the two measured quantities F and z,,,. [Ref. 17] 

Examination of equation (28) reveals forces due to both the weight of the 
meniscus and buoyancy. Recalling Rivollet’s analysis, the maximum force occurred when 
the cylinder was no longer immersed in the liquid but was rather “stretching” the liquid. 
Chatain found that even at the condition of maximum force some of the solid was 
immersed in the liquid. This is because his study used a plate of finite width. The 


comers of the plate cause variations of the triple line level. If he had used a cylinder 


Zi 


these variations would not exist and the tnple line would be level. Therefore, Rivollet’s 


analysis would be correct. Figure 7 illustrates the two ideas. 


cylinder plate 


Rivol let Chatain 


Figure 7 Meniscus shape at maximum force. 


Based on this analysis, for a wetting system, z = Q at the condition of 


maximum force and equation (28) becomes: 


laa (29) 
p 


O1y= 





This equation is used to calculate 6,, for a solid cylinder used in a wetting system. 
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IW. OBJECTIVE OF THIS STUDY 

The goal of the first part of this work is to better understand the mechanisms 
involved in the formation of the intermetallic compound layer between liquid tin-lead 
solder and a copper substrate. Specifically, the competition between intermetallic growth 
at the intermetallic/metal interface and the dissolution at the intermetallic/liquid boundary 
has been investigated. Various soldering temperatures and times will be studied. The 
effect of solder composition will also considered. During the course of this work the 
morphology of the intermetallic will also examined. 

The goal of this work is to construct and test expenmental apparatus needed to 
perform the immersion-emersion tensiometric technique. In particular, analysis of a 
wetting system will be studied to determine the feasibility of using the method to examine 


the wettability of the intermetallic compounds Cu,Sn, and Cu,Sn. 


Zo 


Il. EXPERIMENTAL APPARATUS AND METHODS 


A. INTERMETALLIC FORMATION 


1. Materials 

To help understand the relative rates of these two mechanisms the dissolution 
of copper wires and Cu,Sn, coupons in liquid tin and 61.9Sn-38.9Pb solder baths were 
studied. The copper wire used was 20-gauge with a purity of 99.90%. The solder baths 
were made with tin pellets and lead powder with purities of 99.5%. The same tin was 
used in the Cu,Sn, coupons and the copper purity was 99.5%. 

The Cu,Sn, coupons were manufactured in the lab. The tin pellets and copper 
powder were combined in the correct stoichiometric ratio, 60.7 wt. % tin and 38.3 wt. % 
copper, obtained from the copper-tin phase diagram. The mixture was placed in a 9 mm 
diameter Vycor tube. The tube was evacuated to 10° torr and sealed. Placing the pellets 
above the powder in the tube prevented the powder from being lost in the vacuum system. 
The sealed tube was placed in a 1200°C furnace until the mixture was completely liquid. 
It was then removed, shaken, and placed back in the oven. When it was liquid again it 
was removed from the oven, solidified, and annealed for 3 days in a 350°C furnace. The 
final chemical composition of the solid was checked using x-ray diffactometry. Purity 
was approximately 90% Cu,Sn, and the remainder was unreacted tin and copper. The 


cylindrical solid was cut into rectangular coupons using a slow speed diamond saw. 
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2. Method 

The method involved the use of a thermostatically controlled bath with the 
solder. The period of time the specimen was in the bath and the solder bath temperature 
were varied. In this work the two solder bath compositions were examined at three 
different temperatures and at least five different lengths of time. 

The experimental procedure consisted of dipping copper wires or Cu,Sn, 
coupons in a thermostatically controlled bath of liquid solder for vanous lengths of time. 
Upon removal they were quenched and prepared for observation using several different 
methods. Scanning electron microscopy was used to view and make measurements of the 
specimens. 

Approximately 40 grams of liquid solder was held in a VYCOR glass 
crucible. The crucible was in thermostatically controlled bath of liquid. Temperature was 
recorded by a thermocouple in the solder. Temperature was maintained at +2°C during 
the specimen dipping. The solder was changed after five specimen pointe to minimize 
the concentration of dissolved copper ([Ref. 18: p. 553]. Research has 
shown that when the copper concentration reaches 0.2% by weight the diffusion process 
is self-limiting [Ref. 2: p. 184]. The copper specimens were 1.5 inches long and 508 pm 
in diameter. The Cu,Sn, varied in size but averaged 1 mm thick, 6 mm wide, and 25 mm 
long. The specimens were degreased for 30 seconds in a 6 molar hydrochloric acid 
solvent, rinsed in distilled water, air dried, and fluxed using a commercial resin flux prior 
to dipping to ensure wetting [Ref. 18: p. 72]. Specimens were quenched in water 


immediately after removal from the liquid solder. 
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Specimens were prepared using several different methods depending on the 
type of viewing desired. To examine the surface morphology of the Cu,Sn, formed on 
the copper wires the outer unreacted layer of solder was etched off. This was done by 
immersing the specimen in a solution of 50 g of sodium hydroxide, NaOH, and 35 g of 
nitrophenol, C,H,NO,, in | liter of distilled water. The solution was heated to 75°C and 
ultrasonically agitated. [Ref. 1: p. 158] 

After complete removal of the tin, indicated by a uniform matte gray 
appearance, the specimen was washed in warm distilled water and dried in warm air using 
acetone [Ref. 19: p. 451]. The specimen was then placed in the scanning 
electron microscope (SEM) immediately for viewing of the surface. The surface was 
found to quickly oxidize in air. Representative photographs were taken of the surface at 
approximately the same position on each sample (Figure 8). 

All specumens were cold mounted vertically using spring clips so that their 
cross-section could be viewed in the SEM. Multiple specimens were placed in each cold 
mount. Specimen preparation consisted of grinding on progressively finer sand paper 
down to 600 grit. Then they were polished on a 6-m diamond paste polishing wheel at 
200 rpm. Final polishing was on a 0.05-pm alumina wheel. Specimens were cleaned 
using water and dried with warm air [Ref. 19: p. 400]. 

This method prevents steps from forming on the surface of the specimen due 
to the differences in hardness between the copper, tin, and Cu,Sn,. These steps make it 


impossible to view the interfaces between the phases. Next the specimens were placed 
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under vacuum to draw any liquid out of the crevices between the mounting resin and the 


spring clips. 
Camera angle 





Ve 


Intermetallic layer 
Figure 8 Location of Cu,Sn, viewed on copper wires. 

To view the intermetallic formed on the wires which had not been stripped 
of unreacted tin, specumens were mounted, prepared and then etched to darken the 
unreacted tin. The echant procedure was a 10 second swab with 60% H,0.,-40% NH,OH 
followed by a 10 second swab with 2% HNO,-98% alcohol [Ref. 9: p. 538]. 

Finally, for viewing in the SEM, they were plated with a thin film of gold in 
a vapor deposition unit. For viewing the cross-section of the wires, it was found to be 
preferable not to strip off the unreacted tin. Viewing the thin intermetallic layer next to 
the mounting resin proved difficult because the resin would heat up and flow onto the 
area being viewed. Etching the unreacted tin proved effective for optical microscopy but 
was of minimal value in the SEM. Backscattered electron imaging proved to be the best 


way to view the cross-section of the copper wire. 
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In the SEM measurements were made of the diameter remaining of the copper 
and thickness and width remaining of the Cu,Sn, coupon. Multiple measurements were 
taken on each specimen and an average was obtained. For the diameter measurements 
were 20° apart and for the thickness and width they were equidistantly spaced. The 
thickness of the intermetallic formed was also measured though it was difficult because 
of the irregular growth. Fifteen measurements were taken around the perimeter of each 
specimen. Maximum and minimum thicknesses were also noted. 

It was desired to plot the two dissolution rates against time and temperature 
for the two solder compositions considered. This would allow comparison of the 
competing diffusion rates. This proved to be problematic since the size and shape of the 
copper and the intermetallic coupons differed. The solution used was to compare the loss 
of radius of the copper wire, AR, to an effective loss of radius of the rectangular coupon, 
AR ee 

The concept relating a loss in area of a rectangular coupon to an effective loss 
of radius by a circular cylinder is based on the following analysis. Furst, the flux of mass 
out of the rectangular bar is equal to the flux out of the cylinder. Next, it is assumed that 
the mass lost out the bottoms of the circular rod and rectangular cylinder is negligible in 
comparison to that lost out the side. Also, it is assumed that there is no type of 


convective mass transport occurring at the surface of the bar or rod. 
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The volume of mass lost by a cylinder, AV., is defined as: 


AV =n(R?+~R-AR))L (30) 
therefore, 
AV =n(-AR?+2RAR)L (31) 
finally, 
AV =2nRARL (32) 
in which: 


R = initial cylinder radius, 
AR= radius lost by cylinder, 
L = length of cylinder in solder bath. 


The quantity AR?’ is considered negligible. 


3) 


The volume of mass lost by the rectangular rod, AV,, is defined as: 


AV =TWL-(T-AT)(W-AW)L (33) 
therefore, 
AV =-ATAWL +AWTL+ATWL (34) 
finally, 
AV =(TAW+ATW)L (35) 
in which: 


T = initial thickness, 

W = initial width, 

L = length of rod in solder bath, 
AT = thickness lost by rod, 

AW = width lost by rod. 


The quantity ATAW was considered negligible. 
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The volume of mass lost and flux of mass out of the perimeter of the cylinder 


and rod are related by the following equations: 





AV 
op =J2nRL 
Af 
and 
AV 
o—=J(2TL+2WL) 
At 
in which: 


@ = density of cylinder or rod, 
At= tume of ummersion 21n solder bath, 


J = flux (mass per area per time) 


Since flux is constant equations (36) and (37) can be equated. 


AV AV. 
2nRL 2(TL+WL) 


o/ 


(36) 


(37) 


(38) 


Substituting in equations (30) and (31) into equation (12) produces a 
relationship for the loss of area by a rectangular rod as an effective loss of radius of a 


circular cylinder, AR, ,. 


_TAW+ATW 


eee 39 
I TW) (39) 


This effective change in radius was used to compare the Cu,Sn, dissolution 
rate, AR,,,/dt, with the copper dissolution rate, AR/At, in the two solder compositions at 
three different solder bath temperatures. 

This analysis was tested by comparing the dissolution rate of copper wires to 
the effective dissolution rate of copper coupons of approximately the same dimensions 
as the Cu,Sn, coupons. The results are listed in Table I. The effective dissolution rate 
was found to be less than twice the copper wires dissolution rate. This may be due to the 


simplifying assumptions used in its derivation. 


Table I Comparison of copper dissolution rates with the derived effective 
dissolution rates. 100% tin bath at 270°C was used. 


Time in solder dR/dT Jo 
bath sec Cu wires difference 
yim/sec. 


56.0 
68.7 
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B. IMMERSION-EMERSION TENSIOMETRIC TECHNIQUE 


1. Materials 
The copper cylinders used were 6 mm in diameter. Their punty was 99.9%. 
Solder bath components were from the same stock used in the dissolution experiments. 


The inert gas used was argon. 


2. Method 

The apparatus required for the immersion-emersion method consisted of a 
precision microbalance from which a solid cylinder was hung. A crucible with the liquid 
solder bath was connected to a vertical translation system. The bath was moved up to 
the solid and the solid was ummersed and emersed. The bath was located in a furnace 
with a controlled atmosphere. This allows the study of liquid metals. Changes in the 
vertical force acting on the ‘solid were recorded on a strip chart recorder with respect to 
time. Actually, the microbalance recorded changes in mass which were easily converted 
to changes in force and time was converted to depth of ummersion since the translation 
speed of the bath was known and constant. The final output was a curve of variation of 
force as a function of depth of immersion. 

A MELLEN tube furnace with an 18 inch heated length, 4 inch diameter, and 
maximum temperature of 1200°C was used. A EUROTHERM temperature controller 
used a thermocouple located near the crucible to maintain constant temperature. 

The microbalance used was a CAHN 2000 analog recording balance. It has 


dual capacity of 1.5 gm and 3.5 gm and can record weight changes of 150 mg and 750 
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mg. respectively. Sensitivities are 0.1 pg and 1.0 pg. It was placed in a vacuum bottle 
that allows use with vacuum or controlled atmosphere systems. Extension wires were 


constructed out of nichrome wire (Figure 9). 


Vacuum Bottle 


Control! Unite 


Hangdown ports 


*—_ Extension Wires 


jm | 


Ii 3 OUCAG ees eOmeans tame 


Figure 9 Microbalance schematic. 


The crucible was a COORS silica crucible 38 mm in diameter. It was 
mounted on a movable stage suspended in the fumace. The stage was made of 
machinable ceramic and it moved vertically on three ceramic rods. Stainless steel collars 
held the apparatus together because the rods were not machinable (Figure 10). A ceramic 
beam connected the movable stage to the translation motor below the furnace. A slow 
speed motor tumed a threaded shaft in and out of the beam. Translations speeds between 


0.5 mm/min and 1.8 mm/min. were possible. Motion was very smooth to prevent 
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disturbing the liquid bath. The vertical speed of the movable stage was calibrated with 


respect to the voltage setting on the motor controller (Figure 11). 


Top Plate 


Rigid Middle stage 
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Movable Stage 


Connecting Beam 


Figure 10 Movable stage. 


Figure 12 illustrates the entire apparatus. Apparatus was set on a wall 
mounted stand that allowed the balance to be moved horizontally so both hangdown ports 


could be used. The balance also had approximately 8 inches of vertical travel. It was 
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Figure 11 Calibration chart for translation motor. 

also hinged to allow horizontal movement. Hangdown ports had glass covers. A 28 inch 
hangdown tube extended into the furnace. Inert gas could be flowed through this tube. 

Operation of the apparatus was simple in principle. The balance is calibrated 
and zeroed in accordance with the manufacturer’s instructions. The crucible is filled with 
the liquid or solid to be heated and melted. It is placed on the stage assembly which is 
lowered by hand into the top of the furnace. The connecting rod is attached to the motor 
shaft by a bolt. The balance is swung out of the way and the long hangdown tube was 
inserted in furnace so that it is just above the crucible. The balance is then swung back 
into position. The cylindrical sample is attached to a long nichrome extension wire and 
lowered down the hangdown tube. Its length is such that the sample just extendec out 


of the bottom of the tube. The top of the extension wire has a loop which attached to the 
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Figure 12 Schematic of apparatus for the immersion-emersion tensiometric 
method. 


extension wire coming out of the vacuum bottle. The long hangdown tube is then raised 
So it 1s firmly mated with the vacuum bottle. The vacuum bottle assembly is lowered so 
that the sample is ne above the liquid or solid in the crucible. 

Next, the inert gas is allowed to flow into the furnace for approximately 10 
minutes. Then the fumace temperature is raised to the desired operating level and the 
temperature is allowed to stabilize. 

To begin a test, the chart recorder is turned on and for a wetting system the 
balance control unit is used to suppress the weight of the cylinder so that only the forces 


due to wetting are recorded. For a non-wetting system the weight of the cylinder is 
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suppressed such that recorder pen is at about 2/3 of the full scale. This way the reduction 
in downward force that occurs can be recorded. 

The motor controller is set at the desired voltage i.e. speed. Upward motion 
of the liquid is started. When contact is made with the cylinder a change in force is 
noted. When the increase or decrease in force establishes a clearly linear response the 
neuen of the bath is reversed and allowed to continue until the cylinder breaks free of 
the liquid and the balance reading retums to its original value. The chart recording is 
marked with the chart speed and motor voltage for later analysis. 

This exact settings required for the apparatus are found by experimentation. 
Careful measurements are required so that the long hangdown tube is just above the 
crucible and the cylinder hangs just above the liquid. The choice of hangdown ports is 
dependent on sample size and the wetting forces as is the full range scales selected on the 
balance control unit and the chart recorder. 

Care must be taken when handling the balance, hangdown tubes, extension 
wires, and sample to avoid the build up of static electricity which causes the extension 
wires and sample to stick to the sides of the hangdown tube. The vacuum bottle and 


hangdown tubes can be cleared of static electricity by rinsing them in acetic acid. 


IV. EXPERIMENTAL RESULTS AND DISCUSSION 


A. INTERMETALLIC FORMATION 


1. Liquid Solder 

Figure 13 shows the dissolution rate, dR,,/dT, of Cu wires and Cu,Sn, 
coupons in a liquid bath of 100% Sn. The dissolution rate of the Cu,Sn, decreased with 
time whue for Cu it remained relatively constant. Both rates increased with increasing 
bath temperature. In general, the dissolution rate of the Cu,Sn, was higher than the Cu. 

Figure 14 shows the same dissolution data as a function of average per cent 
weight of dissolved Cu in the tin bath. The baths used for the Cu,Sn, coupons had a 
much more dissolved Cu than the ones used with the Cu wires. This was because the 
Cu,Sn, were much larger than the Cu wires. The probable cause for the decline of the 
dissolution rate of the Cu,Sn, was the progressive saturation of the Sn bath with copper. 
The difference in the dissolution rates between the Cu,Sn, and the Cu increased with 
temperature. There appears to be a critical Cu concentration of the bath after which a 
decline in the dissolution rate of Cu,Sn, occurs. This value is approximately 0.1 to 0.3 
Yweight of copper in the bath. This critical concentration is not seen for the Cu wires 
because the amount of dissolved Cu in the bath was much less. 

Figure 15 is a plot of the dissolution rate as a function of time. For this 
experiment the solder baths were changed after dipping each sample to ensure the amount 


of Cu in the bath was kept to a minimum. The baths were 100% Sn at 270°C. Both 
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Figure 13 Comparison of dissolution rates as a function of time immersed in a 
100% tin bath. 
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Figure 14. Comparison of dissolution rates as a function of the average 
concentration of copper dissolved in a 100% Sn bath. 
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dissolution rates were relatively constant with the rate for the Cu,Sn, being over five 
times larger than the rate of the Cu. Earlier it was shown that the effective dissolution 
rate was accurate for comparisons of the two specimen sizes within a factor of two. 
Therefore, it is reasonable to assume that the dissolution rate of the Cu,Sn, is significantly 
faster than the dissolution rate of the Cu. 

Figure 16 shows the thickness of the intermetallic formed on the copper wires 
as a function of time. The error bars represent the range of thicknesses recorded for each 
specumen. This was necessary because growth was non-uniform and the value of 
thickness reported are averages. In general thickness increased with temperature and 
time. This is in spite of the fact that the dissolution of the Cu,Sn, was shown to be 
greater than that of Cu. Around 80 seconds at the highest temperature (370°C), however, 
an apparent drop in the intermetallic thickness was noted. This datum needs to be 
verified in future experimental work. 

Figure 17 shows two representative cross-sections of the copper wire with 
intermetallic growth on the surface. The specimen dipped at the lower temperature shows 
more uniform, planar growth. The specimen dipped at the higher temperature shows 
more uregular growth. Energy dispersive x-ray (EDX) analysis revealed impurities ahead 
at the intermetallic/unreacted tin interface. Silicon in particular was noted. 

Figures 18 and 19 show the surface morphology of the Cu,Sn, on two copper 
wire specimens. The Cu,Sn, grows with time. At short times rounded protrusions of 
growth are seen. As time increases there is columnar growth of the protrusions. At the 


higher temperature and longest time (Figure 19) there is clearly faceted growth. This 
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Figure 15 Comparison of dissolution rates in a 100% tin bath at 270°C with the 
concentration of dissolved copper in the bath kept to a minimum. 
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Figure 16 Intermetallic thickness formed on copper wires in 100% tin solder as 
a function of time. 
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Figure 17 Irregular intermetallic growth on a copper wire. Both specimens were 
dipped in a 100% tin Bath. Top: 270°C for 60 seconds. Bottom: 370°C for 80 


seconds. 


5] 


faceted growth may be the reason there was such a large range of intermetallic 
thicknesses observed in Figure 16. The faceted growth is indicative of preferential growth 
along certain planes of the intermetallic crystal, typically those with low Miller indices. 
Faceted growth typically occurs when the rapid growth of high index planes relative to 
the low index planes makes only low-index planes exist at the surface 
[Ref. 20: p. 319]. Since low index planes grow relatively slowly, it is 
possible that once faceted growth is established, the dissolution rate of the Cu,Sn, 
becomes greater than the growth rate, thereby resulting in a reduction in the total 
intermetallic thickness. This might explain the decrease in intermetallic thickness 
observed at long times at 370° (Figure 16). 

Figure 20 compares the dissolution rates of Cu,Sn, and Cu in a 100% Sn bath 
and in a 61.9Sn-38.1Pb bath. The dissolution rates of both Cu,Sn, and Cu decreased with 
the addition of lead to the bath. The same decrease in the dissolution rate of the Cu,Sn, 


with the increase in the concentration of Cu in the bath was noted. 


2. Solid Tin 
For comparison, several copper wires were dipped in a 100% tin bath for 20 
seconds and then aged for two, four, and six days at 214°C, 20° less than the melting 
temperature of tin. 
Figure 21 is a plot of intermetallic thickness as a function of time. The 
individual phases were not measured separately. This provided comparison with the 


solid-state ageing process. The thickness increased with time and on the specimen aged 
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Figure 18 Surface of Cu,Sn, on copper wire dipped in a 100% tin bath at 270°C 


for 40, 80, and 120 seconds. 
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peal 19 Surface of Cu,Sn, on copper wire dipped at 370°C for 50, 70, and 80 
seconds. 
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Figure 20 Comparison of dissolution rates in the two bath compositions at 370°C, 
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Figure 21 Intermetallic thickness as a function of time. Copper wire specimens 
were aged at 214°C. 


56 


six days all of the pure Sn had been converted to intermetallic. The error bars represent 
the range of thicknesses observed. 

Figures 22 and 23 show the cross-section of the copper wires aged two and 
four days. The iwregular thickness of the intermetallic is clearly visible. After two days 
the intermetallic was principally Cu,Sn,. After four days both Cu,Sn, and Cu,Sn are 


present and after six days the intermetallic was primarily Cu,Sn. 


3. Review of Results 

Analysis of the data collected shows the dissolution rate of the intermetallic 
compound was clearly greater than the copper yet in all but one case an intermetallic 
layer was not only observed but found to grow with time in the solder bath and 
temperature. The results of this study indicate that any intermetallic compound layer 
should diffuse into the liquid solder faster than it can form from the available copper. 
Furthermore, examination of the surface morphology of the Cu,Sn, showed apparent 
growth with increased immersion time. Again, this seems in conflict with the results of 
the dissolution rate data. 

One hypothesis is the rate of formation of the intermetallic compound is very 
fast when liquid tin 1s in contact with the solid copper. Once the intermetallic has formed 
its subsequent growth may be slower. This growth would be controlled by the rate of 
diffusion of copper and tin into the intermetallic, not the diffusion of copper into liquid 
solder. This rate of growth may be slightly faster than the rate of dissolution of the 


intermetallic in the liquid solder. The results from this study did not produce the first and 
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Figure 22 Tin coated ; : 
Tiosthyeetrsne copper wire aged 2 days at 214°C. The intermetallic is 
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Figure 23 Tin coated wire aged 4 days at 214°C. 


last stages of intermetallic growth noted by Kang and Ramachandran [Ref. 11: pp. 421- 
422]. The likely reason is the dipping times were too long to get the first stage and the 
solder baths too large in comparison to the copper wires to get the last stage. They did 
show the slow growth due to the competition between intermetallic growth and 
dissolution. It was also seen that the rate of intermetallic dissolution in the solder bath 
reduces dramatically when the bath becomes saturated. 

The results of the specimen dipped in the 370°C bath for 80 seconds are 
markedly different from all others. Here faceted growth was clearly evident and the 
intermetallic thickness was much less than the shorter times at 370°C. A possible 


explanation is the dissolution rate of the intermetallic is faster than the rate of growth 
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once faceting begins. This is because faceting is indicative of slower preferred growth 
on lower on lower energy planes. 

A possible interpretation of these results based on comparison of the 
intermetallic thicknesses of Figures 16 and 21 might be that the temperature of the liquid 
solder and the soldering time are not be as important as the conditions after solidification 
when solid-state aging occurs. But it must be remembered that this study looked at 
extreme situations. The copper wires were in the liquid bath for a very long time in 
comparison to actual soldering conditions and they were aged in solid tin at a very high 
temperature the relatively small thickness of intermetallic formed in comparison to the 


solid-state growth. 


B. WETTABILITY MEASUREMENTS VIA THE IMMERSION-EMERSION 


TECHNIQUE 


1. Procedure 

The apparatus described in the previous chapter was constricted and several 
test runs were made. Tests were made with copper-liquid solder and copper-lubricating 
oil systems. Theoretically, both of these are wetting systems. A non-wetting system was 
not tested. Several experimental difficulties were encountered. 

It was determined that for studying liquid metal-solid interfaces, special 
attention needs to be paid to the prevention of oxide formation. Fluxing the surface of 
the solid was not very effective because it sublimated long before the test was actually 


run. Nor was flooding the furnace and liquid surface with inert gas. The liquid solder 
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did not wet the solid copper in the tests performed. The tests with the oil and solid 


copper, however, were successful and were utilized to validate the experimental technique. 


2. Test Results 
In spite of the oxidation problem, it was desired to test the operation of the 
apparatus. For this reason a copper-lubricating ol system was used. The oil was HE-200 
rotary pump oil produced by Joel U.S.A. Inc. Since no heating was required oxidation 
of the copper would be minimal. 
Figure 24 is the strip chart recording of the test run. The test settings on the 
equipment were: 
Balance range: 100 milligrams 
Recorder Speed: 2 in./sec. 
Motor voltage: 19 volts 
The following points can be identified on Figure 25. At point A, the force 
is equal to the weight of the solid copper cylinder. By convention, force is set at zero 
at this value since it is constant. At point B, the solid contacts the oil a wetting is 
almost instantaneous. The increase in force 1s due to the weight of the meniscus on the 
cylinder. From B to point C, the decrease in force is due to the upward force of 
buoyancy countering the weight of the meniscus. The vertical motion of the ou bath 1s 
reversed at point C and emersion begins. From point C to point D, the upward force of 
buoyancy decreases as the cylinder pulls out of the oil. Though the bottom of the 
cylinder is clear of the level surface of the oil at point D, the meniscus hangs on the 


cylinder causing the downward force to continue to rise. At point E, the necking of the 
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Figure 24 Strip chart recording from a test of a copper-lubricating oil system. 


meniscus, negative joining angle, 6, causes the downward force to decreases. At point 
F, the meniscus falls off the cylinder. 

Notably missing from this chart recording is the clear distinction of the linear 
and non-linear portions of the theoretical charts presented earlier. Close examination 
shows these regions to be very small. These non-linear portions are caused during the 
finite amount of time it takes for the instantaneous joining angle, 6, to reach the steady 


state immersion or emersion contact angles, 0, and 8,. 


The surface tension, 0,,, was determined using the maximum force recorded. 


This was 27 mg at Point G. Using equation (15) of Chapter I: 
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where p = 1D = 10.0025 m = 7.854{10)*? m. Therefore, Oa = 3.37(10)? N/m. 
This compares favorably with the surface tension of SAE 30 oil which is 3.5(10)* N/m. 
The immersion and emersion contact angles, 8, and 8,, were then computed 


from points X and Y on Figure 24 using the following to equations introduced in Chapter 








Ll: 
F 
8 =arccos( x8 ) 
Ow? 
F 
@ =arccos( ie ) 
Ow 
where: 
F, = 0.0248 Kg. 
Fy, = 0.0280 Kg. 


Therefore, 8, = 23.3° but the value of 8, was undefined. 
Given that the Figure 24 differed in shape from the shape of curve for the 


wetting case proposed by Rivollet, Figure 5 of Chapter II and that 8, was undefined when 
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calculated using the Rivollet’s method of determining contact angles further analysis was 
required. In fact, Rivollet’s work dealt almost exclusively with non-wetting systems and 
the immersion-emersion technique was validated with non-wetting systems [Ref. 12]. The 
wetting case was little more than a side note and actually determining the contact angles 
for it was not specifically discussed. 

The shape of Figure 24 agrees with the shape of a similar force as a function 
of depth of immersion plot obtained by Chatain for a wetting system (Figure 25) [Ref. 
17: p. 572]. Therefore, it is reasonable to expect that the Figure 24 is a valid result for 


the copper-lubricating oil system. 


" 


~ 
i 
! 
! 
! 
 t 
! 
! 
‘ 
} 
t 
ae, 
. 4 
j 
conte 
: of 
} 
} 
| 
| 
! 
a, 
! 


C) 





2eai 


Figure 25 Force on the solid as a function of depth of immersion, z [Ref 17: p. 
§72} 


According to Rivollet, the immersion and ermersion contact angles are found 


from the force versus immersion depth curve. Specifically, at the points where the force 


due to buoyancy is zero and therefore the force on the curve is solely due to the weight 
of the meniscus, W,,. As described in Chapter Il, W,, = O,yp-cosd. The method of 
finding these points is illustrated in Figure 4 of Chapter Il. The variation in the values 
of force represented by line segments CD and EF is due to the linear increase or decrease 
of the force due to buoyancy. The force due to the weight of the meniscus is constant 


during these periods. The value of the force at any point is: 


F=0,,pcoso +Apegzs 


Along CD and EF, = 8, and @,, respectively. The goal is to find the point along these 
lines where z = 0. This is the force due only to the weight of the meniscus. This is done 
by extending the lines to the vertical lines where z = Q. The intersection of the two lines 
is the force desired. With these two forces 9, and 8, can be calculated. 

Applying this theory to the wetting system’s curve obtained in this study 
shows that while the logic applies for determining 8, it is incorrect for 8,. This is because 
during emersion the point where the force due to buoyancy is zero does not correspond 
to the vertical line where the total force on the solid is zero as is the case with the non- 
wetting system. To determine 8, for the wetting system the point where both $ = @, and 
the force is due only to the weight of the meniscus must be found. 

Using Rivollet’s model of the wetting system, this would correspond to point 
E of Figure 24. At this point the volume of solid in the liquid is essentially zero but the 


liquid is still attached to the cylinder and the meniscus has not yet begun to neck. 
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If this analysis is applied to any wetting system, the point during emersion 
when both 6 = 9, and the force recorded is due only to buoyancy occurs where the linear 
portion of curve ends. At this point the increase in force is no longer due to the linearly 
declining, upward buoyancy force. After this point the meniscus begins to "stretch" 
causing added force downward. Using this analysis, 0, of the copper-lubricating oil 
system was calculated to be 22.2° based on a force of 0.025 Kg. 

Figure 26 is a summary of the progressive steps in the force vs. immersion 
depth curve obtained in this study. Each of the steps is explained below. The force on 
the solid is abbreviated F, the weight of the solid, Wo, the weight of the meniscus, W,,, 
and the force due to buoyancy, B. 

Point 1: F = W, = 0, by convention. 

Point 2: Cylinder touches surface of the liquid and wetting is almost 
instantaneous. Between 2 and 3 $ goes to 8,. This causes a non-linear decrease in force. 
The length of this transition period depends on the speed of wetting. In this study wetting 
was very fast and the non-linear portion is barely observable. With other systems it may 
be more pronounced. 

Point 3: As cylinder lowers into the liquid, @ = @, and the upward acting B 
increases linearly while W,, is constant. Therefore, F decreases linearly. 

Point 4: Direction of cylinder travel is reversed and emersion begins. Again, 


8; must go to 8, and there will be a transition period where the change in force is non- 


linear. 
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Figure 26 Schematic of the progressive steps of the immersion-emersion tesf of 
a wetting system. 


Point 5: = 0, and B decreases linearly while W,, remains constant. 
Therefore, F increases linearly. 

Point 6: Volume of the cylinder in the liquid is zero yet the meniscus hangs 
on to the cylinder. B= 0 and F=W,,. This is the force used to calculate @,. 

Point 7: Raising cylinder pulls the meniscus up with it. W,, increases and 
it 1S maximum when 6 = 0. 

Point 8: Meniscus begins to neck causing W,, to decrease and therefore F 
decreases. 

Point 9: Meniscus falls off the cylinder and F retums to W,. 

Table I! shows the results obtained for the oil-copper system. 


Table II Results of the immersion-emersion test of the oil-copper system. 


Oil- ini mae eee System : 


3.37 x 10° 
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Calculation of Young’s contact angle, 6,, and the work of adhesion, W,, was 
not possible because the Wenzel parameter, r, was not known for the copper rod. In 


future work it would be desirable to measure this value with the appropriate equipment. 
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V. CONCLUSIONS AND RECOMMENDATIONS 


A. INTERMETALLIC FORMATION AND COMPETING RATES’ OF 

DISSOLUTION 

This study examined two of the processes affecting the formation and growth of the 
intermetallic compound layer between molten solder and a copper substrate, the diffusion 
of copper and the diffusion of the intermetallic compound, Cu,Sn,, into the liquid solder. 
Comparison was made of the relative dissolution rates. The goal was obtaining a greater 
understanding of the affects of initial soldering parameters on intermetallic compound 
formation. 

The thickness of the intermetallic generally increased with time and temperature. 
The dissolution of copper in liquid solder was much slower than the dissolution of the 
intermetallic into the liquid solder yet the intermetallic compound grew. This was 
evidenced by the intermetallic thickness measurements made and the observations of the 
intermetallic’s surface morphology. Based on these results and the findings of other 
researchers examining the nickel-tin system it is believed that initial growth is very fast 
and then it is reduced as the intermetallic diffuses into the solder bath and progressively 
Saturates it. There exists a competition between intermetallic growth and dissolution. 
The intermetallic continues to grow but at a slower rate. The work of other researchers 
(Ref. 11] indicates that as the solder becomes saturated with copper the rate of 


intermetallic growth will increase. Also, establishment of faceted growth may decrease 
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growth rate to the extent that the dissolution rate becomes larger, resulting in a net 
decrease in intermetallic thickness at long times and high temperatures. 

Future study could more generate more data to validate the hypotheses set forth 
here. A larger bath of liquid solder in non-silica crucible, such as graphite, is 
recommended. Similarly, it would be preferred to have copper and intermetallic 


specimens of the same dimensions. 


B. IMMERSION-EMERSION TENSIOMETRIC TECHNIQUE 

The goal of this part of the study was to construct and test the apparatus required 
to use the immersion-emersion method of determining contact angles. Construction and 
preliminary tests were conducted though numerous difficulties were encountered. 

The apparatus was greatly affected by the build-up of static electricity. This 
accumulation was probably due to excessive amount of handling of the sample, the 
sample wire, and the hangdown tube required when mounting the sample. Also the 
balance was extremely sensitive to excessive force being applied to it. This would be 
easier to avoid if mounting the sample were easier. 

Oxidation of the sample and the liquid bath was another problem encountered. The 
slight oxidation occurring made the testing of the solid copper and liquid tin system 
impossible. A better means of preventing oxidation is required. 

All aspects of the apparatus worked well when testing the solid copper and 
lubricating oil system. The recorded plot of force as a function of depth of immersion 


was not exactly as predicted by the theoretical presentation in Chapter I, making the 
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determination of the emersion contact angle, 9,, difficult. Based on the present results 
an alternate method of finding 8, was proposed based on analysis of the dynamics of the 
forces involved during emersion. Further experimentation is required to completely 


validate the method for all systems of interest. 


ig 


LIST OF REFERENCES 


iP Klein Wassink, R. J., Soldering in Electronics, 2nd ed., Electrochemical Publications 
Ltd., 1989. 


2. Thwaites, C. J., "The Attainment of Reliability in Modem Soldering Techniques for 
Electronic Assemblies," International Metallurgical Reviews, volume 17, 1972. 


3. Davis, Paul E., Malcolm E. Warwick and Stephan J. Warwick, "Intermetallic 
Compound Growth and Solderability of Reflowed Tin and Tin-Lead Coatings," Plating 
and Surface Finishing, volume 70, August 1983. 


4.  Tribula, D., D. Grivas, D. R. Frear and J. W. Morris, Jr., “Observations on the 
Mechanisms of Fatigue in Eutectic Pb-Sn Solder Joints," Journal of Electronic Packaging, 
volume 111, June 1989. 


5. Hagstrom, R. A. and R. N. Wild, in Proceedings of the Technical Programme, 
International NEPCON (National Electronic Packaging and Production Conference), 
Bnighton, October 1969. 


6. Parent, J. O. G., D. D. L. Chung and I. M. Berstein, “Effects of Intermetallic 
Formation at the Interface Between Copper and Lead-Tin Solder," Journal of Materials 
Science, volume 23, 1988. 


7. Tu, K.N. andR. D. Thompson, "Kinetics of Interfacial Reaction in Bimetallic Cu- 
Sn Thin Films,” Acta Metallurgica, volume 30, May 1982. 


8. DeHaven, P. W., IBM Internal Report IBM-EF-52, 1984. 


9. Zakraysek, Louis, "Intermetallic Growth in Tin-Rich Solders," Welding Research 
Supplement, volume 51, 1972. 


10. Warwick, M. E. and S. J. Muckett,"Observations on the Growth and Impact of 
Intermetallic Compounds on Tin-Coated Substrates," Circuit World, volume 9, number 
4, 1983. 


11. Kang, S. K. and V. Ramachandran, "Growth Kinetics of Intermetallic Phases at the 
Liquid Sn and Solid Ni Interface," Scripra Metallurgica, volume 14, 1980. 


12. Rivollet, I., D. Chatain and N. Eustathopoulos, "Simultaneous Measurement of 


Contact Angles and Work of Adhesion by the Immersion-Emersion Technique," Journal 
of Materials Science, volume 25, 1990. 


72 


13. Davis, Paul E., Malcolm E. Warwick and P. J. Kay, "Intermetallic Growth and 
Solderability,” Plating and Surface Finishing, volume 69, September 1982. 


14. Laurent, V., D. Chatain, C. Chatillon and N. Eustathopoulos, "Wettability of 
Monocrystalline Alumina by Aluminum Between Its Melting Point and 1273 K," Acta 
Metallurgica, volume 36, number 7, 1988. 


15. Rivollet, I., "Contact Angles and Thermodynamic Adhesion with Non-Reactive 
Metal-Alumina Systems,” Dissertation, INP Grenoble, 1988. 


16. Orr, Jr., F. M. and L. E. Scriven, "Menisci Around Plates and Pins Dipped in 
Liquid: Interpretation of Wilhelmy Plate and Solderability Measurements," Journal of 
Colloid and Interface Science, volume 60, number 2, June 15, 1977. 


17. Chatain, D., L. Martin-Garin and N. Eustathopoulos, "Experimental Study of The 
Liquid-Liquid Interfacial Tension of a Ga-Pb System at The Monotectic Temperatures," 
Journal de Chimie Physique, volume 79, 1982. 


18. Bader, W. G., "Dissolution of Au, Ag, Pd, Pt, Cu and Ni in a Molten Tin-Lead 
Solder," Welding Research Supplement, December 1969. 


19. Metals Handbook, volume 13, American Society for Metals, 1985. 


20. Flemings, Merton C., Solidification Processing, McGraw-Hill, Inc., 1974. 


73 


INITIAL DISTRIBUTION LIST 


Defense Technical Information Center 
Cameron Station 
Alexandnia, Virginia 22304-6145 


Library, Code 52 
Naval Postgraduate School 
Monterey, California 93943-5002 


Professor I. Dutta, Code ME/Du 
Department of Mechanical Engineering 
Naval Postgraduate School 

Monterey, California 93943-5000 


Research Administration, Code 012 
Naval Postgraduate School 
Monterey, California 93943-5000 


Raymond Martin 
121 Bayberry Lane 
Westport, Connecticut 06880 


Department Chairman, Code ME/Hy 
Department of Mechanical Engineering 
Naval Postgraduate School 

Monterey, California 93943-5000 


Naval Engineering Curricular Office, Code 34 
Naval Postgraduate School 
Monterey, California 93943-5000 


Mr. K. Hoffer 

Naval Weapons Support Center 
Code 6043 

Crane, Indiana 47522 


74 














Thesis 

M35853 Martin 

raga Studies of intermetallic 
growth in Cu-solder Ssys- 
tems and wettability at 
Sso-ic-"iqut¢ <nter“aces, 




























































































































































=. 






ee ae eal Aa tae 4 A. -— - @ “ ‘4 > 
- bP Pe “4 fu , fie se ' "g * A . 
DUDLEY KNOX LIBRARY \ ety hn ie A ORC Sa pet 
| | | Th bm f i rh 3 Ae = ’ ‘ 
| | } | | fs f + omeyl i ot ee ts ; Pu er ; 
os Hil | | | ae es a Ae 4 
Helis a Ww Neg fh | ave <> : F ( 
, Pry Hee | HH] | cot le hey Hee sare, ‘ 
oe. hat tere fave: setts ra. va - : p big ate © Lio ay ‘ ‘A ss Mod \ ie a ay Le . pili t 4 va es rh J 
ae jie vais yy ies “it? f | oh ees 2 ¢' i g aN rat! qeeuty i dara 
a Ls ee Ree eGo 2768 00018387 5 KOR sie CRS ESP COA ea 
rseitate J ag fa np WR: et oy LA id se ae z r ; a f A 4 
nae 10 * é SLY, 4, As 2 fa ies We i gee % - f : 
rT “e's, ns q i ee ; ae 4 = — - hate a, PR, a 5 a" ‘ P ~ s = i al 
ted eee sie Sul, - Ze rent a ste +8 re, qe ae ay ¢: : tale af Gere e ( 7, ! £ a ¥ “a8 
avai ita at 2 + ; Win aNd tt id af ee ts P 4 goed 
PET ta fac ee re hh ee ate tbebee ts } , utd ofa otk gate a ad f ! ’ 
eee ; Haste Ke thbty 6 oo tet : *. t (hf . th 68 
ices, re aed eee ‘ee, Fe ot mad) > : he h e wets 4 Fi A " AA pA ft? yee, A hp et A : 
EMEA eae, eee ihe Bane Dy? ie fs x rity ‘aie ? te a 4 ye r Lo ey *9 &4 LON 8 fateln cts gee Aa ar hy y 4 i é aa é A 
2 ds 10' fe se AAP Ae ee ee < i” Oe vie ASR i: ae és ve ie ae J tei 4 tit aee se A tht Oy £6 EES Oe ts beta ‘ "hoa ’ ti! 
ope aie Ped wpe arin Prdishet er oo pt APs , on th Nh teeny Is dtatylgnttetc gate ee TAC ee eee a's t Jt ae 
a : ; eee ie ee hes ori oy Ae: i’ ‘ne ‘ AD? : Md, tie eet ag e's yf CP atalohs® sistem i ¢ ' oe ; ‘ 
. Be. “ 1, . 4 neat wre, } a'P te s : 
oe re Oy ay Banta gre Cate ae tee anate © putetstiete et ERC ut a alec fon 8 ‘ ' 
‘* oP wa “ ee ve wa by At oe I, wee? an ¥ é ec oy > rg i £e i ali > 4 te he ft rk } : 
eee hep ae b Pe) eeate AALS tt ¢ Retell ge % et Ar 1% Pe A a bf Se , P tf vr, te 
att aly » ie Ute ts cit Pig $3 et P, Pah ta t ee PAVY'# Lt S/ 4 Ae oh led 5 * 1, : 
< 4 wv . : © <4n $ r . ae a 2 i 4 2? * e¢ sg fi i 
# Sie ie aed pases tas rt atte Wht ace! tie SORES mee CREE ts coer, eh E theta ¢ ' ‘ ‘i. 
3 POO 7B no sh 4? hy body AA pe ; 4 \ anise : ba a Bt, this Oe tt Et x eeeet be rawr st verde d p > ar ? . 
Ate S Aires AP LOL SS SEES pie SAN bek cep RIA bat ed ay: Hare belo cin hs mr, MeN tf are AK, ye eet fe tf AUREL RD £8, Este 4 ‘ P° 
1M F fess oY se i 0 4 é . * b : = ad t> 
a hat als wae pibel ok Jaen fh oak So * rete Srey OC te Mb 0 ptchelgt io kt Ue AA . « es , rt 4g 
aad og preg nd . cot x rt gt 64 ws Cis Megs x: bE S mE Ne £ rye Pi aera 
| (open Wine CB AG ) Ave PEELE ISAS TAGS ry eeende ay a Meese Pt ey Thstet ‘ay Ath, er Hohe hale! 5 64 
= Siig ated cocwpiea a et Ld JOT ot sie ad ce Me es ae r ay cate LINE he a Fatt aN fe Aah H } ! r P att 
= eee Bee's Sead wee ae fai tere tft A oes, ide os Pa Pl Py * , 
* Ores Ve Sw 0: ws es de 4) Pe Lys tet rT) Cae Nia ie ae P 5, Jes se 
alae iceten ete iat ee PAY er eee fee RX TORY Pe IR i ae ‘ 
ae Lg AAS Sse Oh a a ¢ a, La. Sg ie sf eee Swit eet oF ELLE S  g 4 oe e'i4 5 « 
pation pe oie yd Peset weiate weet ae fests! KP Ati Pt re ‘ f . 
i ; } : ‘ Se f ee er) Lege - u ¢ 
ayer » ne Coe i Lt AG eee i wut meet et eeeer Hiei didi des ‘ ey ‘ ‘ i y "1 
fin Py Parry a) Woura PEE HEP DE ETE we Mee a kpemiangnee RE nttstekee taeiteda's bitte Gaile ‘doce cole & obey ee 
Phe Serres Fig Coe aay Ty # ig i ey ‘ if tv’ Fy if ae “ft " ) thy on hie Pug Pls Ole ea re  M F { 5 e° . 
aera dng at ed ve ; pte Pry eae Oa Saige is aa peck Reef Mee eH $ te, Be oa ¢ ” af r' utter aa E f ‘it ' if 
eres if ag alge f k daa PPO Tage whe ab as ih ray Cle rt es d _ 1 
* Sate oe We A RE ae ray » Ph cee he PP U { é , 1 e r 
; wisi aa Je Asp ui bs Dl pons S iy i ee ‘bE ¢ rs 'p ais . "@ sees Jy i ‘ . 
« Ny ¢ \ e704 + a ‘ 4! - ra 
RAK yt RAO. LF TH AN it ¢ eld Sa tele’, ti oop. ate ‘ 
tase Ct etic KFeit ately Natt 'e We el Cg ve tert t eg , ;' sa } eet 
te 4 ‘1 ee Ooo ART RRR ROR ATER o Eee EOP eels y Oey bee | . 
ah gid a. re pa OP he ee ANS sei . & Ae ‘ fa ee t i oO i 44 We tte wee Re atte tal ‘ a i Hh , i ; 
“ Win ey abt “oop oe ees (core Nene gaa Me tf heed by ras ys eee oes fittest cot en eel oy CHU rete ee erie Ug ‘oe’ ‘ 
Beh aw gar te ie: sas See Sts Ae AS v f ao ' Atte Cote f, ene host hy Dey erence ain tee +f, i id . . 
« . | ‘s rf ‘ tt P . “ate « ¥° , ; : 
se te ts SEs ge) 29 Hi i, res ae ERIS PMA 5 fake P tare i mk siete t ee i bie ees oy oie aoe nf ca a £ ne! Het 4 = ef ‘, t 
4 cy H d , , 4 4 On P5 ¥ 4 Fé : af ‘ am *, ye 
: rtp sg of PF pe tS stocks eg Se ee aig sie By aay z +e oe a st eet rahe’ Ota biha tg henthe ates’ ef ca f we e . : ie 
Sharebee tot retceny gue ne ee CAO ce eee Ese’ | 
* & Wonks DP ed 3 
grr F\F-p Be 2 ee Oh 
Aad + %* 
Peey fer, gate ot 
Ry ath! So p, UP ts Caer Ss t ag +4 
ar) % ¢ es Ciba be he é STR TRE RO yf, 4% Ce ee 
ory’ aegrdeh its a ea tee > ab : Date a oe ae ate ae tas x oath tg a aha! "Ce es ee a Ke 
at nag eee ree mea Gers nthe Ee hel sees if “¢iehs fs mee thet, oS Raa Her a 
Patron ot dhry ag en da LSP Hg SKS (oh 2Setee {3 et fe Mt eH {rs é Poste ts” + Sehte en le: ‘, , 
“ey Met bah be rakes A a Ree er = 5 dr g* ‘e i v's ‘se g "4 ate-g cee a a et at * £m 
DP fo PERE Bek APTS 6 “ete tee ‘ete és € ae ees A A Cerewe ea Sere serdiky startet, Fs 
os Rn 0 ot shee ee ae geet rae 2 Pas & Fz ihe Oh te ee “ “ a8 Mont S.2 Lae. oe tn RS I RE Sake? tgte argc fie ¢ 
: BSR Save PEAS SI EPO ATI RE RARE DED IIS KANE P NDT ER RENN AIRY OTM I 
es i Feil pas Bik rise s es IPR E SS us & St3 oy yen ae ages Ke “4 CA chal ated erat ty 
Sheet Rey i Riki Antet fet 4 os res AK: 2 “« awed Ky SS mA: ae EP, Sees CPAP CECLE of 
cay 2 Pie Wise TOs ats >. ues ni . ; Pat sre ¢ fe ck te ri Rs a 
“hee 83 : Perera frat art oe , e sige age LA, . ha : 3 4 oe ’ xe c.f ef t,¢ 4 “t's a Re Se 
Bet be on” Pt Wale eee a 5 o%¢ ame ase ep pats ¢ x by ay “OL oe PA. at ¢2' Hater ge % 
A 










ia ? oe 
APS 3,6 f PCE 

















Petree oa ad ed Muley Cho fae 
Ome oh oe Pad eae 
4 + aor wh Tay 29> 
see : 
Pe he. See 
MD meted A8 hy ay Ae £ 






Sth e® a < a, 

rt SEC ESS 

ct yh ake I “s * 

pai A AYA Xe ell F 
J $ 


a 
. Si & 
Kira Wire 
fac ates 






7. iT ase +4 * 
: RAE ey ts sige seg f }- . * 
ff Aes me Ae re, 














































































































































































































































M ORS we! oe fvyKre Pomvdn 3 wt: ry ei x 4 a é 
Baie harden e Nubet ge et eie"s oars i e Ce Av ¢ <a eee, we we ok €e bt we i-Y 6 
ey 24 arose AY ath +4 anes Meee hee Sg) ey TAS r] gx! d tears * ¢ ‘ ie ¢ ‘ 
ha sua rors se PP ETT NS SRE ryt adh 28° “i ¢ ass®, gee * ou? 4 ste a A 
ha edie ; wees 3 tie aoe 9 tw aber ately? we 4 é ? re 8% 7 aa a 
Pita PR SS i Git ghee st ts ERR eo ee X 5 
+f ES ai aA gas > nates 5} ey ay tay nse tiene on fie aU a sft & 
x vat 8 . P.- <2 f . Pedy C 1 . Ofc, 2 2 
feet bo ; ie ‘ : jaan. ning is Fk E88 kG d,s ¥ €., x 41“¢ da4 fr : ’ ty Ls 
e MK re a2 ~d BA sis 6 Oe tS eee is Ce ee ihe t . i 
AS Span, bare . : RN Mk Aa eg ee t a? cs 
Syne - '* COR Ot ae” $ ‘ a ¢ i a) 
ony pr } oe aye es ro he Lr if ok vf th é 2d . s $i “™! > : t . 
Ot hay Uy out te YY a ie: Fe A ey FIts Fege Pag 2 ‘ 
nay “Le rae Sag a A pv cage ere8 z i PP q 8 a . “ F ; a f 
* ‘ ava > . 7 « t .. i . c. « > 1 ra 
EN t4 Sate : A Pee ea Bos oF TSS See Ky NS 3 ie Hef ike e meet eet pane ae bate it TERE 
WA un he Ay PSE ed Ye ‘ fw Y t Ak 4 a ae, f ‘ ae 
‘ aes , BN - { * U = 
a fg ths ¥%, 76.88 +8, 4 i) aS : *. 8 pte 
z nied * CaN ES Dae v . ‘ t,o \ vir t, 
¥ ee Sale itd i ” if : BY *S a ae f { 4, 4 et ‘s r ; 
4 a + Fnge wae Smad SMe te - : ' tf nie; § iif ol oa oo%. zo & i 
ae pear t a F ate of Tau k, F e £5 2 
4 at ea z: 4 ue gt wis Ue ‘ Leb ai. "hs . & 
eens t. $2 bG Me ee Ey be poy 8 nat 
Ser SOY, ates, 5 tr hk OE, Veens ‘, ae 
ae! mie. sypmahly K ee ded wes eee rata oe ele iti So A : Migs Bee : : 
aS. eae hae nis ae, PCP + CSUR Ge & it Oe My ch, oe UR ty 
, A n RS ee Pew CL, ' es . ‘ ¥ tL ae tes é My ” 
Wyte os Ning! Pe) ‘ g Sy atay tel é ae gigs Yee? vif i. * Tey 
7% as oP ONS SA fs I: ee gg tas é oa eee tS aa a 
& cis > A AR cs et ry 
* s ry, a oe { 7 
% 4 ss ta e { © Nhs oa té. | L z t . e 
hal Pe es£. = x meds . 5 
ee ao: : eM WS EA RY ST a Pe er : eee ot e fae : 
goes ne Pep gas Le rf . “A « i bai baat) ‘ 1. n é, % as é dh rt Be: 
CHES CO eS rd yw ‘ “ant las 
Sant “AB * , q ot 4 
FAR IITAS SN, wget alt Se i ae. OR A r ° , BF 
ba am. et my pha SNe: le € ak : c g ry a | ‘ 2 
‘ gin o> 2 WA ee q e 5% Le py Pa pe i 4 ene 
Pp atigh wath ¢ Rates 754 . CLV... Tae pts A ke itt Pema : 
euexcats ey ee +f A = : Papas 7 “3 », av Pd ty ‘ a ¢ > f « i é 
K jeg ~ t ate ’ q f » £ 
; & i , EGA tf. a 7 Ae tee | es Lees OF ooK : he 
ier oh saa Re ey y hve i" GN hy Sa ha, cd bet oT 4, ha iw Rt 4 i i,¢ 
s ky. ny) hc cols SetA, Pile Bhs Me va se of, P as <? tig i. mit ges ’ ot AK wa oo” 43 4 4 ‘ H re 4 F 
eg Neco at ey | HARA BIER Vie A be Ae Ga aud ot ; fps Heuer 5 
Pe Ss 8 EE MASA ORES, ety Mit 4. Bopha ee, ; ve a * ae Oe 
ew bas! bate aati BARK aah a: Ve YA AT uy Cs Ls. vi Neryin eae! eae ? *,3 
= eur Batak tay 4 “ : NN Se Or a a ant jira ct "TNs Ra tom te Ack) ; : ‘ ; an aes 
Siler te po ath Sh hte wd Fy $e & nelle Je fe NP Cee. Ca OS i, ORrrh tk a * eA Ya " oe x Ce Cs Se Gr 
Re YW rs Ras & Se Rea tha P s 4, CR Pe Pa “Aer tS rile i, tes a 
ae *re pies ale pasate ss Ms ! 4 % . : $ AP i LP Pr oor he a | VU th! “ gk oun 
Vertes bie ergy: ery Ase ~- Ace Rerite bd : x ees ere hs athe - ‘ Sh Y i : ie 
mene sXe¥ tot rt a Param Seate ae SNe CIE CAT OR Ay ae Sk Gok ere :" re’ eatin uy : ‘, ae ee 5; 
LOPS Eee ERNE RSONS esate RIL NS ERR IORERLY AP RE ROOT ee TUR Se Via We 
=  Figh, Re EO ae ae. x 5 ust eh 2 pear Eat ‘aA AAs sod * VA wee tHe zs AAs : a ee : : 
BNW ME! eurben, ay NAY Meee Cie UT SS AS FA mle dy Pi we NESS Ss OT ar Be ih 
Rare ee pteey WMA AL: POS ‘ ype ahs es ee Se Oe Sy } hen 
~ Soraya ; th, way hs Se a SH SESE ES Sud otf (40,84 etre es WAY . a - 
Rae artnet tn de Sede AGE Ge See! Us 508 84 i~ » eee ere ae g tse i ' ’ ’ 
. SMP FA mae RNS ALS 38 TI a B ihple & <land "ine © eed hy Abt st > The r a 4 4 
Ba Sane Si me oe ete PN haa vt nate ¥ ayn is EAS ee of 8, 4, PCE eee aan ¢ ‘t 4B f 
“ es oe * ahi v% { i : 
we reel meas a nee te Se ys ; qt, Reid We ys ad EN! ea ua Okan te SD -_ \ 1 
ont Ree wtle ty te aps: ry ; ‘ ®.. "a " x i i » <x ae by ey Oe rk avy < RM MRE “ate ts ! v4 Fi : : 
ile SSR RAN YASS ; Heed Ny wes NAMA yt ‘ Get) weer at ee kee a , y ae 
Fo Ayre We Me Sy : wet te kA it® m8 Ret thw a Ah eee a ae a my eh 4S 4 mie {ee Le ve i : P 
ee ray, Ich s ral rae > Ae 6 ry. a . fA ben we c wu 2¥ye e Si * Sos a H.C er bud 4! ‘,* : ry : eS 
Shae! eS, A 9 * remiss. ee ; : x 
Sere ya sya 5 it Nao oy x yet en ear SCN fcr ef” Py y he Gene E TS! TE SE CK Ue bie 0. : 
Sete Sa Xe , ; me . . Sie a ane, ON ce Ss RY, Rea an : i re { aa oe vid fi Ly % : “i BS , Se Gry Caw e % i aus Ef N iF J P r 4 ‘ 
mei i Neha Note { «8 a a x NA oh vest Ob ? a Se hates S¥, .° roe Dg ry Ort ak af rt ‘a 
Pag hys . : yay : i YE 4 Nt ha ’ GENK GN b's iat SUS te, 848 bye ie A ‘ : J F 4 i 
ut, Ra Wak u cet eee ; n "2 U0, 4 8 BG VE A sh OY 4, wu os 1 ef ; ; ‘ 
as ae, Synch Fonensy . Ay “i Ln Cpe at Amy eS uss, ue Sark ee ee re i e% Nh oes ley A ‘s 7 PLOY! ae tn ca x AM 3 Recr evo 
eS Se Sx 8.9 Sete oe, BRAUN A SA yO ye MAN ORAS A VANS OK Mah Chats Utes tk Se rhe CO Gr Mates Sigs, Felts at |. Pea} ’ i 
a eee PN a ates Alpe te oe “ ey i POS Rey vee ae r 48s, Lara ie 4 ie ax iC Ce ) * hob” a* ra « ; 4 rt F: Pt rq :. a k ‘. as 4 A 4 ® Ly 
ve « ss oss Se 5 Ses +. Amn, 4,4, CRBS GG vite Pa bh pasts,” &, Row d.G Gace a Ash {; cet ‘ ge Ce oy a ‘ e 
tN ‘ Ate his a wees & s Genk de Cee Te Ye $e aa wR ee CRN ede © Sehr Fete” te ee cled a “ios ‘ 
a oe. RAL theas = ered in WAAL ee ~ eh oe sya ‘ Vine ee eC ‘ frf 4 ‘ na : we 
a ep yom Ba : : i % 4 A 4g OLE EE SA Sd hh be rth A ST A, weus t & ¢ : 4 oth it { c 
os See bp : ~t Sa LY a4 GS ao Sant why ak AL cer A Re 48". , . fake ts SPE tae 8h 4 gl 5,8 tens spa 
“eee isa n as ; ae nv , Pat PI Rn gir AG ois hens ek h, 4h, “ Eten eet: a ms oe et €4 a 
. aera Ne eae . RR I A hte VA RE OEY SOE key ae wees ; os Cet, Af tay is Het oe ate 
Siete ke Naps pa t 4 ¥ : vb, t a a 5 &n < ¢ i a ° ‘ v 
Ss a yy tS Bb ae tate ry oa xe eS re tas eC OC Ce ee eee ie ry % Sats Aes alee Ly i ee: Yi 
ees ae eke : . rt XN Se fe, “8 WA AAA gayle x ZSe aunt CEN Se be AP On oR, ea ° Sih. a ms 4 es 
pean nese SNe Dilip Una tg BeX 2 ; R ooh Wehra’y Vb pare e's yaa Been ~he dine 62 Cs das Ay ay PAK is Pop & th ite ae t& ‘ Ee ; ite. ; 
cy : : \ . { Bit N Ky ee 4 : i 5,8 ph)! YO Th 
Ss me “. ; ? ta! < w ‘i, ~¥ KUTA S 3h ‘ oie its Ph? ia AW wi wes SOX; “a ane ae ise ar a “ BS i t. ‘° es ws a . ot ts 
: ; Ao We Ws he hE OK RA ay Rane C14 s! weg he aren 5 & se, 8 : ‘ ti 
hed Aes was A * “ het eto ¥ : os et e% oy Pe had’ ¥ a if 4, & ine Ph, ag i ” vin 4" ‘ . - q ‘ 
SCAN Cink By th TEAC CS hae 4 are ye my 64 Cana |b Nery gh thi Po +8 Seow 4 . ‘ . ere 
ne a AS ae UY, oo ey he os 48 ee aa re | fetes es ef. a en 7 Aire, a Mal a err 96 , ‘ } © be 
; 4 s E . £08 HAS i ‘ » MA "he ‘8 ; 4 a o 
oy neta S a. Oh bh. ie 4 eS deh ° Me HUGH 8 At Ce Le | . ‘ ; sige wud 
watts ‘ : AOS ae nw 4 Me fy Ae RRR I hs is; ys && ev es $0 a & 4 a ee ie ’ € vite ae F ah * & WAR F } f ; 
“toe “t “ee oe Re 50k HO EN CR ee RN UA ae Bt iy A Mew RS LA Bek ENT LS WEN ree ai: fe rae te te 8 
ne : ; ‘ ey i ys ; aes % AP Barbet 4 F faN % eye E ee £ \ 4 Re i bate fs 
inte’ Sethe tk i * 4 WN tee ee Oe Va Oe aN et pfs F iv 4 . 4 ' 
: : it tah Mh 5 ; a . 
ee = a i ¥ P ‘ Ay oe - 18 a Pi F \, A 
Pres oe SOAS 2 fa ri 2," yy ‘We at ee - eA 440 j . - ioe ie | 
a ¢ Pa i i 4 ¢ " P wf, y . 5 & a! &§ 
AN Soa ay Wee eet ye! AS ‘ ; . % * radon rh gt. t 8 8 BO ado: ne eek oe RS a é ' “ “5 ma * ¥ TaN he i 
noe ree mas A waka we a Pe = | i, i 4 oe « i ‘a4 ~A B aaé ; 7 y , . i . 7 | “4% | 
Skah sorb ety 6 Ay f aera PY aya 4% , PARSMNE ESR Caden dea iw hCh Ud ea iis ae et ht ‘ Peete ee | "% we ' aoe 
ae Scents ay bg? es States ky I *: 5 ‘ a | A “ av & BLO, DB ‘ i tA ih “ea é 
oe HY eS of | ' i 
J : 
q M 4. ee a ‘, " 
| b 408 v 2 
iy Ligth ¢ r 
« Pp ; eh Ae AY »  &;4 ASAE it s Se 4 poo 
x ion! aq ue F Ne ‘ » RL bs. v4 7 % & B : LF a's be ‘ ¥ F 
at Paty ate ‘4 ‘es Wes ay! das 4 BN ey Aon 4 ' at 34 7 Vee 
“ SENN “ ayer y PP he / ve Dk - 4 \s 1 ¢ AN it Russ a ; Phd & a _ i, i LA ra. &% es t 2 
“icky, ; ~ : $4 0Ge ye 4 F u ae | coe wa oe [ i ; 
ere, ae. soi Sak ns Aly Ye x : Tri : b he % ’ f v — 44 VR eae ix PAA 4 é rk wks Ps AS a 5 Lat ot ; ? 4) re ee  s Py 
" : ‘ 2 : x A ¥e oe ¥, fi Kb 9 88 £4 ‘ A 4, 5 ' ; J ; 
3 pleaded: | kaa) E wUEG SS PANNA 4A ES, SMe 4 | WAR 4nd 2 et Ga ct; % moved: SG t oy i * e : "» 1% Ph t 2 
ra Le Kin B. I y ~ 6 Fe eR A eG KG . ox © OA a CER ys md th Oe kb Ne 4 4m a « KRGASG: ie Mabe ‘! ¢ : 
oy ar : A a chee} L£chyase FoR yA Rae ys ve ' ‘ é é i oy. ‘ 
a Ay, eke s SOUS Vege Cite ecd’ ele a” ee i. ‘ 
i ‘ : oa! ' ie ee a 
x cig Oe ea ae Se ee | ‘ 3 
ae eh ene i as “iL é t ¢ 
‘i 8 t #8 . i 5 & ‘ ¢ 
+ aD ‘ "4 ‘ ‘ ‘2 
Ads. qé iy Can 4% 4 
. " t 4, i ’ 
‘3 4 om ‘ P 4 ‘ ae { 
Ath Pa, 44 wy 
t: ry ‘. 
¢, o's 4 ‘ 
2 3 a okt 
F 8 ‘ 
;. Al Py 4 +s oc e " * % 
ws Fi $4 i i) 
¥ T 
4 . F ; + ae | ] f ‘ i 
BFP CEs, gt 4, © eek ae Ps ARK P ‘tee 5 
£ % if 4 a f pa 
> " * w $ 
Ca Rt. " ’ ¥," 1 ft i5 Ah . 
Ai Fated ie he CTR 
adv " 
« thx ,% A » v = 
o q dd 
2 4, ‘ 
eae % ea t us f s | F ‘ 
vt ans hy 4 ) 7 as 
2 a* 4% ¥ 4 Bi . re 4. 
a sat A ua { ‘ a 
*. 5 . q * ‘ 
“© Lo a e ; oe 











~~ 


ee 


rs) 


a 


